1a -Significant crystallographic disorder was observed for compound 1a. Several datasets were collected on recrystallized samples with this being the best obtainable structure. Molybdenum, manganese and oxygen atoms on the polyoxometalate are refined anisotropically with the grafted triol ligands atoms being refined isotropically. The triol ligand is modelled in two orientations with DFIX, DANG, EADP constriants and PART instructions required to obtain a stable refinement. A solvent mask was also required to account for the tetrabutylammonium (TBA) cations.
1b -Two crystallographically unique polyanions are observed in 1b. One of these polyanions are ordered meanwhile the other is severely disordered with the polyanion adopting two orientations with relative populations of 73.2% and 26.8% as determined using free variables. Consequently, the polyanions oxygen atoms are disordered over two sets of sites with these relative occupancies, meanwhile the molybdenum and manganese atoms are unaffected by this disorder. The methylene carbon atoms of the grafted tripodal ligand also present the same disorder with the remainder of the ligand showing no disorder due to free rotation around the C-N bond and intermolecular interactions in the solid state. The metal-oxide framework of the polyanion is refined anisotropically with the remainder of the molecule refined isotropically. Once again DANG, DFIX and EADP constraints are applied where necessary along with the use of the PART instruction to model the disorder. Minimal disorder is observed for the TBA cations and DMF solvent molecules, and are refined isotropically.
1c -No disorder is observed for 1C with all non-hydrogen atoms refined anisotropically.
Synthesis of 1a:
2-formyl phenyl boronic acid (15 mg, 0.1 mmol) was dissolved in 200 µL of dimethylformamide (DMF) and added to a 400 µL solution of (N(C 4 H 9 ) 4 ) 3 [MnMo 6 O 18 {(OCH 2 ) 3 CNH 2 } 2 ] 1 (100 mg, 0.0487 mmol) in DMF. The resulting solution was exposed to diethyl ether vapour and diffraction quality crystals appeared over a 6 hours period. Yield: 62 mg (60%). 
Synthesis of 1b:
2-formyl phenyl boronic acid (15 mg, 0.1 mmol) was dissolved in 400 µL of methanol and added to a 400 µL solution of (N(C 4 H 9 ) 4 The small peaks between 7.8-8 ppm correspond to a small amount of 2-Formyl phenyl boronic acid that couldn't be cleaned.
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The individual bond valences in turn are calculated from the observed bond lengths. V = ∑ R i is the observed bond length, R 0 is a tabulated parameter expressing the (ideal) bond length when the element i has exactly valence 1, and B is an empirical constant, typically 0.37 Å.
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